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1
PLASMA PROCESSING METHOD AND
PLASMA PROCESSING APPARATUS

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application is based on and claims priority from
Japanese Patent Application No. 2013-077575, filed on Apr.
3,2013, with the Japan Patent Office, the disclosure of which
is incorporated herein in its entirety by reference.

TECHNICAL FIELD

The present disclosure relates to a plasma processing
method and a plasma processing apparatus.

BACKGROUND

Conventionally, Japanese Patent Laid-Open Publication
No. 2002-75967 and H11-233495 disclose a method of
performing a plasma processing on a multilayer film which
includes a metal layer. In the plasma processing method
disclosed in Japanese Patent Laid-Open Publication No.
2002-75967, an etching processing is performed on an
workpiece which includes a metal layer (a tungsten nitride
layer or a titanium nitride layer) formed on a polysilicon
layer, a tungsten layer formed on the metal layer, and a
silicon oxide formed on the tungsten layer. The tungsten
layer is etched by using the silicon oxide, and then the metal
layer formed on the polysilicon layer is etched by using a
mixed gas of a gas containing atoms of at least one of
fluorine, chlorine and bromine, and a gas containing oxygen
atoms. The polysilicon layer is etched by a chlorine gas or
a hydrogen bromide gas.

In the plasma processing method disclosed in Japanese
Patent Laid-Open Publication No. H11-233495, an etching
processing is performed on a workpiece in which a poly-
silicon layer, a metal layer or a metal silicide layer, and a
mask pattern are sequentially layered on a substrate. The
method includes a first process of etching the metal layer or
the metal silicide layer by using a gas containing fluorine,
chlorine and bromine, a second process of removing an
etching interference film formed on the polysilicon layer,
and a third process of etching the polysilicon layer by using
a gas containing chlorine.

SUMMARY

The present disclosure provides a plasma processing
method which etches a multilayer film material by using a
plasma processing apparatus. The plasma processing appa-
ratus includes: a processing container which defines a pro-
cessing space where plasma is generated, and a gas supply
unit configured to supply a gas into the processing space.
The multilayer film material has a polysilicon layer, a first
metal layer formed on the polysilicon layer, and a hard mask
layer which contains a tungsten layer formed on the first
metal layer. In the method, plasma is generated by a mixed
gas of a chloride-containing gas which contains a compound
containing chlorine and silicon, a compound containing
chlorine and boron, or a compound containing chlorine and
hydrogen, a chlorine-containing gas which contains chlo-
rine, and a processing gas which contains carbon and
fluorine, and the hard mask layer is used as an etching mask
so as to perform the etching from a top surface of the first
metal layer to a bottom surface of the polysilicon layer.
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The foregoing summary is illustrative only and is not
intended to be in any way limiting. In addition to the
illustrative aspects, embodiments, and features described
above, further aspects, embodiments, and features will
become apparent by reference to the drawings and the
following detailed description.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a schematic cross-sectional view illustrating a
configuration of a plasma processing apparatus according to
an exemplary embodiment of the present disclosure.

FIGS. 2A and 2B are schematic cross-sectional views
illustrating an etching process.

FIGS. 3A to 3C are schematic views illustrating an acting
effect of a plasma processing method according to the
exemplary embodiment of the present disclosure.

FIG. 4 is a view illustrating indicators on the shape of a
multilayer film material.

FIG. 5 illustrates a table of evaluation on
Comparative Examples and Example.

FIG. 6 illustrates a table of evaluation on
Comparative Example and Examples.

FIG. 7 illustrates a table of evaluation on
Comparative Example and Examples.

FIG. 8 illustrates a table of evaluation on
Comparative Example and Examples.

shapes in
shapes in
shapes in

shapes in

DETAILED DESCRIPTION

In the following detailed description, reference is made to
the accompanying drawing, which form a part hereof. The
illustrative embodiments described in the detailed descrip-
tion, drawing, and claims are not meant to be limiting. Other
embodiments may be utilized, and other changes may be
made without departing from the spirit or scope of the
subject matter presented here.

In the above described plasma processing method dis-
closed in Japanese Patent Laid-Open Publication No. 2002-
75967 and H11-233495, etching is performed stepwise in
order to remove or suppress reaction products generated
when the polysilicon layer or the metal layer is etched, or in
order to achieve uniformity of a shape, and thus it is
impossible to etch collectively the polysilicon layer and the
metal layer under the same etching conditions. The present
technical field requires a plasma processing method and a
plasma processing apparatus in which etching is collectively
performed on a polysilicon layer and a metal layer under the
same etching conditions while suppressing a shape abnor-
mality.

A plasma processing method according to an aspect of the
present disclosure etches a multilayer film material by using
a plasma processing apparatus. The plasma processing appa-
ratus includes: a processing container which defines a pro-
cessing space where plasma is generated, and a gas supply
unit configured to supply a gas into the processing space.
The multilayer film material has a polysilicon layer, a first
metal layer formed on the polysilicon layer, and a hard mask
layer which contains a tungsten layer formed on the first
metal layer. In the method, plasma is generated by a mixed
gas of a chloride-containing gas which contains a compound
containing chlorine and silicon, a compound containing
chlorine and boron, or a compound containing chlorine and
hydrogen, a chlorine-containing gas which contains chlo-
rine, and a processing gas which contains carbon and
fluorine, and the hard mask layer is used as an etching mask
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so as to perform the etching from a top surface of the first
metal layer to a bottom surface of the polysilicon layer.

In the plasma processing method, while the first metal
layer and the polysilicon layer are etched by chlorine
radicals included in the chlorine-containing gas, the pro-
cessing gas which contains carbon and fluorine is introduced
into the processing space, thereby forming a product con-
taining carbon as a protective film on the side wall of the
polysilicon layer. This may suppress unnecessary etching of
the polysilicon layer in the horizontal direction. While the
first metal layer and the polysilicon layer are etched, the
chloride-containing gas containing silicon, boron or hydro-
gen is introduced into the processing space. Thus, during
generation of the chlorine radicals, silicon, boron or hydro-
gen included in the chloride-containing gas reacts with the
fluorine radicals included in the processing gas. Accord-
ingly, it is possible to suppress the fluorine radicals from
etching the side wall of the tungsten layer included in the
hard mask layer. In this manner, the shape of the mask is
maintained but the shape abnormality of the material to be
etched may be suppressed. Thus, it is possible to collectively
perform etching under the same etching conditions while
suppressing a shape abnormality.

In the plasma processing method, the first metal layer
contains titanium, titanium nitride or titanium silicide, the
polysilicon layer is formed on a second metal layer, and the
second metal layer contains titanium, titanium nitride or
titanium silicide. That is, the plasma processing method may
be appropriately employed in a multilayer film structure
which has already been known as a semiconductor material.

In the plasma processing method, the chloride-containing
gas contains at least one of BCl;, SiCl, and HCI, and the
processing gas contains at least one of CF, and C,Fg.

In the plasma processing method, a flow rate of the
chloride-containing gas is 75.0% or less with respect to a
total flow rate of the chloride-containing gas and the chlo-
rine-containing gas. Through this configuration, it is pos-
sible to maintain an etching rate while suppressing a shape
abnormality.

In the plasma processing method, a flow rate of the
chloride-containing gas is 25.0% or more with respect to the
total flow rate of the chloride-containing gas and the chlo-
rine-containing gas. When the chloride-containing gas of at
least 25.0% is included, a shape abnormality may be sup-
pressed.

A plasma processing apparatus according to another
aspect of the present disclosure etches a multilayer film
material. The plasma processing apparatus includes: a pro-
cessing container, a gas supply unit and a control unit. The
processing container defines a processing space where
plasma is generated. The gas supply unit is configured to
supply a gas into the processing space. The control unit
configured to control the gas supply unit. The multilayer film
material has a polysilicon layer, a first metal layer formed on
the polysilicon layer, and a hard mask layer which contains
a tungsten layer formed on the first metal layer. The control
unit causes plasma to be generated by a mixed gas of a
chloride-containing gas which contains a compound con-
taining chlorine and silicon, a compound containing chlorine
and boron, or a compound containing chlorine and hydro-
gen, a chlorine-containing gas which contains chlorine, and
a processing gas which contains carbon and fluorine, and
causes the hard mask layer to be used as an etching mask so
as to perform the etching from a top surface of the first metal
layer to a bottom surface of the polysilicon layer.
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The plasma processing apparatus according to another
aspect of the present disclosure may exhibit the same effect
as those of the plasma processing method.

According to aspects and exemplary embodiments of the
present disclosure, there are provided a plasma processing
method and a plasma processing apparatus which may
perform collectively etching under the same etching condi-
tions while suppressing a shape abnormality.

Hereinafter, various exemplary embodiments will be
described in detail with reference to the accompanying
drawings. In the respective drawings, same or corresponding
parts are denoted by the same reference numerals.

FIG. 1is a schematic view illustrating the configuration of
a plasma processing apparatus according to an exemplary
embodiment of the present disclosure. A plasma processing
apparatus 10 illustrated in FIG. 1 is a capacitively coupled
parallel plate plasma etching apparatus and is provided with
a substantially cylindrical processing container 12. The
surface of the processing container 12 is made of, for
example, anodized aluminum. The processing container 12
is frame-grounded.

A cylindrical support unit 14 made of an insulating
material is disposed on the bottom of the processing con-
tainer 12. The support unit 14 supports a base 16 made of,
for example, a metal such as aluminum. The base 16 is
provided within the processing container 12, and constitutes
a lower electrode (a second electrode) in an exemplary
embodiment.

An electrostatic chuck 18 is provided on the top surface
of the base 16. The electrostatic chuck 18 and the base 16
constitute a mounting table according to the exemplary
embodiment. The electrostatic chuck 18 has a structure
where an electrode 20, which is a conductive film, is
disposed between a pair of insulation layers or insulation
sheets. A DC power supply 22 is electrically connected to
the electrode 20. The electrostatic chuck 18 may attract and
maintain a workpiece X by an electrostatic force such as, for
example, Coulomb force generated by a DC voltage sup-
plied from the DC power supply 22.

A focus ring FR is disposed on the top surface of the base
16 and around the electrostatic chuck 18. The focus ring FR
is provided to improve uniformity of etching. The focus ring
FR is made of a material which is appropriately selected
according to a material of a layer to be etched, and may be
made of, for example, silicon or quartz.

A coolant chamber 24 is provided within the base 16. The
coolant chamber 24 is supplied with a coolant of a prede-
termined temperature, for example, cooling water, in a
circulating manner, from a chiller unit provided at the
outside through pipes 26a and 265. When the temperature of
the coolant circulating in this manner is controlled, the
temperature of the workpiece X placed on the electrostatic
chuck 18 is controlled.

A gas supply line 28 is formed in the plasma processing
apparatus 10. The gas supply line 28 supplies a heat transfer
gas from a heat transfer gas supply mechanism, for example,
He gas, to a gap between the top surface of the electrostatic
chuck 18 and the rear surface of the workpiece X.

An upper electrode 30 (a first electrode) is formed within
the processing container 12. The upper electrode 30 is
disposed to face the base 16, at the top side of the base 16
as a lower electrode, and the base 16 and the upper electrode
30 are provided substantially parallel to each other. A
processing space S configured to perform plasma etching on
the workpiece X is defined between the upper electrode 30
and the base 16 that constitutes the lower electrode.
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The upper electrode 30 is supported at the upper portion
of the processing container 12 through an insulative shield-
ing member 32. The upper electrode 30 may include an
electrode plate 34 and an electrode support 36. The electrode
plate 34 faces the processing space S, and defines a plurality
of gas ejection holes 34a. The electrode plate 34 may be
made of a low resistance conductor with small Joule heat
generation or a semiconductor.

The electrode support 36 detachably supports the elec-
trode plate 34, and may be made of, for example, a con-
ductive material such as aluminum. The electrode support 36
may have a water cooling structure. A gas diffusion chamber
36a is provided within the electrode support 36. A plurality
of gas flow holes 365 which communicate with the gas
ejection holes 34a extend downward from the gas diffusion
chamber 36a. A gas inlet port 36¢ configured to guide a
processing gas into the gas diffusion chamber 364 is formed
in the electrode support 36, and a gas supply tube 38 is
connected to the gas inlet port 36¢.

Gas sources 40a to 40d are connected to the gas supply
tube 38 through a splitter 43, valves 424 to 424 and mass
flow controllers MFCs 44a to 44d. Instead of the MFC, an
FCS may be provided. The gas source 40q is a gas source of
a processing gas which contains, for example, carbon and
fluorine. The processing gas containing carbon and fluorine
is a gas which is represented by, for example, formula C,F,
(%, y: integer), and is a gas containing at least one of CF, and
C,Fs. The gas source 405 is a gas source of a chloride-
containing gas which contains, for example, a compound
containing chlorine and silicon, a compound containing
chlorine and boron, or a compound containing chlorine and
hydrogen. The chloride-containing gas is a gas containing at
least one of, for example, BCl;, SiCl, and HCIl. The gas
source 40c is a gas source of a chlorine-containing gas which
contains, for example, chlorine Cl,. The gas source 404 is a
gas source of a gas which contains, for example, nitrogen as
a purge gas or Ar as an inert gas. The gases from the gas
sources 40a to 404 are supplied to the gas diffusion chamber
36a through the gas supply tube 38 and ejected to the
processing space S through the gas flow holes 365 and the
gas ejection holes 34a. The gas sources 40a to 40d, the
valves 42a to 42d, the MFCs 44a to 44d, the splitter 43, the
gas supply tube 38, and the upper electrode 30 which defines
the gas diffusion chamber 36a, the gas flow holes 365 and
the gas ejection holes 34a constitute a gas supply unit
according to the exemplary embodiment.

The plasma processing apparatus 10 may further include
a ground conductor 12a. The ground conductor 12q is a
substantially cylindrical ground conductor, and is provided
to extend from the side wall of the processing container 12
to a higher position than the height position of the upper
electrode 30.

A deposition shield 46 is detachably formed along the
inner wall of the processing container 12 in the plasma
processing apparatus 10. The deposition shield 46 is also
formed on the outer circumference of the support unit 14.
The deposition shield 46 is configured to suppress etching
by-products (deposits) from being attached on the process-
ing container 12, and may be formed by coating a ceramic
such as, for example, Y,0; on an aluminum material.

An exhaust plate 48 is provided on the bottom side of the
processing container 12 between the support unit 14 and the
inner wall of the processing container 12. The exhaust plate
48 may be formed by coating a ceramic such as, for
example, Y,O;, on an aluminum material. An exhaust port
12¢ is formed in the processing container 12 below the
exhaust plate 48. An exhaust apparatus 50 is connected to
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the exhaust port 12e through an exhaust tube 52. The exhaust
apparatus 50 includes a vacuum pump such as, for example,
a turbo molecular pump and may decompress the inside of
the processing container 12 to a desired degree of vacuum.
A carry-in/carry-out port 12g of a workpiece X is formed in
the side wall of the processing container 12 and the carry-
in/carry-out port 12g is configured to be capable of being
opened/closed by a gate valve 54.

A conductive member (GND block) 56 is formed on the
inner wall of the processing container 12. The conductive
member 56 is attached on the inner wall of the processing
container 12 to be located at substantially the same height as
a workpiece X in the height direction. The conductive
member 56 is DC connected to ground, and exhibits an
abnormal discharge prevention effect. The conductive mem-
ber 56 only has to be provided in a plasma generating area,
and thus its location is not limited to the location illustrated
in FIG. 1. For example, the conductive member 56 may be
provided at the base 16 side or in the vicinity of the upper
electrode 30. That is, the conductive member 56 may be
provided on the periphery of the base 16, or provided in a
ring shape at the outside of the upper electrode 30.

In the exemplary embodiment, the plasma processing
apparatus 10 further includes a power feeding rod 58 con-
figured to supply a high frequency power to the base 16
which constitutes a lower electrode. The power feeding rod
58 constitutes a power feeding line according to the exem-
plary embodiment. The power feeding rod 58 has a coaxial
double tube structure, and includes a rod-shaped conductive
member 584 and a tubular conductive member 585. The
rod-shaped conductive member 58a extends substantially
vertically from the outside of the processing container 12 to
the inside of the processing container 12 through the bottom
of the processing container 12, and the upper end of the
rod-shaped conductive member 58q is connected to the base
16. The tubular conductive member 585 is provided coaxi-
ally with respect to the rod-shaped conductive member 58a
to surround the periphery of the rod-shaped conductive
member 58a, and is supported at the bottom of the process-
ing container 12. Two insulating members 58¢ in a substan-
tially ring shape are interposed between the rod-shaped
conductive member 58a and the tubular conductive member
585 to electrically insulate the rod-shaped conductive mem-
ber 584 and the tubular conductive member 585 from each
other.

In the exemplary embodiment, the plasma processing
apparatus 10 may further include matching units 70 and 71.
The matching units 70 and 71 are connected to the lower
ends of the rod-shaped conductive member 58a and the
tubular conductive member 585. A first high frequency
power source 62 (a first power source unit) and a second
high frequency power source 64 (a second power source
unit) are connected to the matching units 70 and 71, respec-
tively. The first high frequency power source 62 is a power
source which generates a first high frequency (RF: Radio
Frequency) power (a power of a first frequency) for gener-
ating plasma, and generates a high frequency power of a
frequency ranging from 27 to 100 MHz, for example, a
frequency of 40 MHz. For example, the first high frequency
power ranges from 0 to 2000 W. The second high frequency
power source 64 generates a second high frequency power
(a power of a second frequency) which applies a high
frequency bias power to the base 16 so as to implant ions
into a workpiece X. The frequency of the second high
frequency power ranges from 400 kHz to 13.56 MHz, and is,
for example, 3 MHz. For example, the second high fre-
quency power ranges from 0 to 5000 W. A DC power supply
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60 is connected to the upper electrode 30 through a low pass
filter. The DC power supply 60 outputs a negative DC
voltage to the upper electrode 30. Through the above
described configuration, two different high frequency pow-
ers may be supplied to the base 16 which constitutes the
lower electrode to apply a DC voltage to the upper electrode
30.

In the exemplary embodiment, the plasma processing
apparatus 10 may further include a control unit Cnt. The
control unit Cnt is a computer provided with, for example,
a processor, a storage unit, an input device, and a display
device, and controls respective units of the plasma process-
ing apparatus 10, for example, a power supply system, a gas
supply system, a driving system, and a power supply system.
The control unit Cnt allows an operator to perform, for
example, input operation of a command through the input
device in order to manage the plasma processing apparatus
10, and allows the display device to visually display the
driving situation of the plasma processing apparatus 10. In
the storage unit of the control unit Cnt, a processing recipe
is stored. The processing recipe includes a control program
which causes respective processings to be executed in the
plasma processing apparatus 10 to be controlled by the
processor, or a program which causes respective constitu-
tional units of the plasma processing apparatus 10 to execute
the processings according to processing conditions.

When the plasma processing apparatus 10 is used for
etching, a workpiece X is placed on an electrostatic chuck
18. The workpiece X may include a layer to be etched and
a resist mask formed on the layer. The inside of the pro-
cessing container 12 is exhausted by an exhaust apparatus
50, processing gases from gas sources 40a to 40d are
supplied into the processing container 12 at a predetermined
flow rate, and the pressure within the processing container
12 is set in a range of, for example, 0.1 to 50 Pa.

Then, the first high frequency power source 62 supplies a
first high frequency power to a base 16. The second high
frequency power source 64 supplies a second high frequency
power to the base 16. The DC power supply 60 supplies a
first DC voltage to an upper electrode 30. Accordingly, a
high frequency electric field is formed between the upper
electrode 30 and the base 16 so that plasma of the processing
gas supplied to a processing space S is generated. By cations
or radicals generated by the plasma, the layer to be etched
of the workpiece X is etched.

Hereinafter, referring to FIGS. 2A and 2B, an exemplary
embodiment of a plasma processing method using the above
described plasma processing apparatus 10 will be described.
FIGS. 2A and 2B are schematic cross-sectional views illus-
trating an etching process. The control in the etching process
illustrated in FIGS. 2A and 2B is executed by a control unit
Cnt. In the plasma processing method according to the
exemplary embodiment, by using the above described
plasma processing apparatus 10, a structure including at
least two layers of a polysilicon layer and a metal layer, as
a layer to be etched, is etched collectively through a mask
including tungsten to be patterned in a predetermined pat-
tern. That is, from the top surface of the metal layer to the
bottom surface of the polysilicon layer, etching is performed
under the same etching conditions. Hereinafter, descriptions
will be made on a case where a three-layer structure (metal
layer/polysilicon layer/metal layer) including the above
described two-layer structure, as a layer to be etched, is
etched collectively.

As illustrated in FIGS. 2A and 2B, first, a workpiece X is
prepared, and placed on an electrostatic chuck 18 of a
processing container 12. As illustrated in FIG. 2A, the
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workpiece X is a multilayer film material in which on a
substrate B, a base layer 4, a second metal layer 9, a
polysilicon layer 8, and a first metal layer 7 are sequentially
layered. On the first metal layer 7, a mask layer 3 having a
predetermined planar shape is disposed. As for the base layer
4, for example, a layer made of polysilicon may be
employed. As for the first metal layer 7 and the second metal
layer 9, for example, a layer containing titanium or a
titanium compound (for example, titanium nitride or tita-
nium silicide) may be employed. On the first metal layer 7,
a mask layer (a hard mask layer) 3 having a predetermined
planar shape is disposed. The mask layer 3 is a so-called
hard mask of which the top surface layer is made of an
oxide-based layer, and forms a multi-layered structure. For
example, the mask layer 3 includes a tungsten layer 6 and a
silicon oxide layer 5. The mask layer 3 only has to have at
least the tungsten layer 6, and may have, for example, a
tungsten nitride layer or a silicon nitride layer. The mask
layer 3 may be patterned by etching using, for example, a
predetermined gas (e.g., a mixed gas of CF, and O,).
Hereinafter, in relation to the example of a workpiece X
illustrated in FIG. 2A, a plasma processing method accord-
ing to the exemplary embodiment will be described.

When the workpiece X illustrated in FIG. 2A is prepared,
an etching process is performed. In the etching process, first,
a gas supply unit supplies a mixed gas to a processing
container 12, in which in the mixed gas, a chloride-contain-
ing gas (BCl;, SiCl, or HCI), a chlorine-containing gas
(Cl,), and a processing gas (CF, or C,Fg) which contains
carbon and fluorine are mixed. In relation to the mixing
ratio, for example, the flow rate of the chloride-containing
gas only has to be 75.0% or less with respect to the total flow
rate of the chloride-containing gas and the chlorine-contain-
ing gas. When the chloride-containing gas is supplied at a
rate higher than 75.0%, the generation amount of chlorine
radicals may be reduced, and thus, the etching rate may
become extremely slow. Meanwhile, since the chloride-
containing gas only has to be in a mixed state, the flow rate
of the chloride-containing gas may be greater than 0%, and
at least 25.0% or more with respect to the total flow rate of
the chloride-containing gas and the chlorine-containing gas.
The processing gas (CF, or C,Fy) which contains carbon and
fluorine may be supplied in a range of about 5.9% to 20.0%
with respect to the total amount of the mixed gas.

Then, the control unit Cnt causes respective configuration
units to generate plasma. When the plasma is generated,
etching is initiated using the mask layer 3 as an etching
mask. The chlorine radicals generated by the plasma sequen-
tially etch the first metal layer 7, the polysilicon layer 8 and
the second metal layer 9 and the etching thereof is termi-
nated at a point of time when the base layer 4 is exposed as
illustrated in FIG. 2B. In the etching process, from the top
surface of the first metal layer 7 to the bottom surface of the
second metal layer 9, etching is performed under the same
etching conditions (for example, pressure/rate/composition
of a mixed gas, a power to be applied by a first high
frequency power source 62 and a second high frequency
power source 64, and a substrate temperature).

Through the above described process, the etching of the
three-layer structure (metal layer/polysilicon layer/metal
layer) is terminated. In the process, since the chlorine-
containing gas is mixed with the chloride-containing gas
(BCl,, SiCl, or HCI) and the processing gas (CF, or C,Fy),
abnormal shapes such as, for example, bowing, may be
suppressed. Hereinafter, detailed descriptions will be made
with reference to FIG. 3.

FIGS. 3A to 3C are schematic view illustrating acting
effects of the method and apparatus according to the present
exemplary embodiment. For comparison, Comparative
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Examples will be described with reference to FIGS. 3A and
3B. FIG. 3A schematically illustrates an etching process of
Comparative Example 1. In Comparative Example 1, plasma
etching is performed by supplying only a chlorine-contain-
ing gas (Cl,). As illustrated in FIG. 3A, Cl radicals serve as
an etchant for the first metal layer 7, the polysilicon layer 8
and the second metal layer 9 to perform anisotropic etching.
However, when the plasma etching is performed by supply-
ing only the chlorine-containing gas, the polysilicon layer 8
is formed into a bowing shape, and the first metal layer 7 is
formed into a tapered shape, and thus, it is difficult to
perform etching in accordance with design values.

FIG. 3B schematically illustrates an etching process of
Comparative Example 2. In Comparative Example 2, plasma
etching is performed by employing a mixed gas of a chlo-
rine-containing gas (Cl,) and a processing gas (CF, or
C,Fy). As illustrated in FIG. 3B, Cl radicals serve as an
etchant for the first metal layer 7, the polysilicon layer 8 and
the second metal layer 9 to perform anisotropic etching. On
a side wall 8a of the polysilicon layer 8, a compound
containing carbon (e.g., CF-based reaction products) is
formed as a protective film. Accordingly, the side wall 8a of
the polysilicon layer 8 is not etched by the Cl radicals and
thus, its shape may be maintained. However, F radicals
generated from CF, or C,F, exist on the surface of the
workpiece X. The F radicals serve as an isotropic etchant for
a metal, and thus, etch the side wall of the tungsten layer 6
which constitutes the mask layer 3. Accordingly, the shape
of the tungsten layer 6 becomes poor. Especially, the thick-
ness of the tungsten layer 6 in the width direction is reduced,
which is not in accordance with design values. The tungsten
layer 6 included in the mask layer 3 is not a simple mask
material for etching, but is a constitutional element for a
device product. Thus, it is not preferable that the shape of the
tungsten layer 6 becomes poor. As described above, when
the plasma etching is performed by supplying the chlorine-
containing gas (Cl,) and the processing gas (CF, or C,Fy),
there is a problem in that an abnormal shape of the tungsten
layer 6 occurs.

In contrast, in the plasma processing method and appa-
ratus 10 according to the present exemplary embodiment,
unlike in Comparative Examples 1 and 2, the abnormal
shape may be suppressed. In the plasma processing method
and apparatus according to the present exemplary embodi-
ment, plasma etching is performed by employing a mixed
gas of a chlorine-containing gas (Cl,), a processing gas (CF,
or C,F,) and a chloride-containing gas (BCl,, SiCl, or HCI).
As illustrated in FIG. 3C, Cl radicals serve as an etchant for
the first metal layer 7, the polysilicon layer 8 and the second
metal layer 9 to perform anisotropic etching. On a side wall
8a of the polysilicon layer 8, a compound containing carbon
(e.g., CF-based reaction products) is formed as a protective
film. Accordingly, the side wall 8a of the polysilicon layer
8 is not etched by the Cl radicals and thus its shape may be
maintained. F radicals generated from CF, or C,Fy react
with B, Si or H (for example, B in FIG. 3C) included in the
chloride-containing gas and become volatile reaction prod-
ucts (compounds) to be exhausted. That is, by a so-called
scavenging effect, the F radicals may be removed. Accord-
ingly, the side wall of the tungsten layer 6 is not etched by
the F radicals and thus its shape may be maintained.

As described above, in the plasma processing method and
apparatus according to the present exemplary embodiment,
while the first metal layer 7 and the polysilicon layer 8 are
etched by chlorine radicals included in the chlorine-contain-
ing gas (Cl,), the processing gas (CF, or C,Fg) which
contains carbon and fluorine may be introduced into the
processing space S, thereby forming a product containing
carbon as a protective film on the side wall of the polysilicon
layer 8. This may suppress unnecessary etching of the
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polysilicon layer 8 in the horizontal direction. While the first
metal layer 7 and the polysilicon layer 8 are etched, the
chloride-containing gas (BCl;, SiCl, or HCl) containing
silicon, boron or hydrogen is introduced into the processing
space S. Thus, during generation of the chlorine radicals,
silicon, boron or hydrogen included in the chloride-contain-
ing gas may react with the fluorine radicals included in the
processing gas. Accordingly, it is possible to suppress the
fluorine radicals from etching the side wall of the tungsten
layer included in the hard mask layer. In this manner, it is
possible to maintain the shape of the mask while suppressing
the shape abnormality of the material to be etched. Thus, it
is possible to collectively perform etching under the same
etching conditions while suppressing shape abnormality.

A preferred exemplary embodiment of the present disclo-
sure has been described. However, the present disclosure is
not limited thereto, and may be applied to others, and
modifications may be made without departing from the
scope of the claims.

For example, in the above described exemplary embodi-
ment, two high frequency power sources are connected to a
base 16 which constitutes a lower electrode, but a first high
frequency power source may be connected to any one of the
base 16 and an upper electrode 30, and a second high
frequency power source may be connected to the other.

EXAMPLES

Hereinafter, Examples performed by the inventor will be
described in order to describe the effect, but the present
disclosure is not limited to Examples to be described.

(Evaluation of Shape Improvement Effect)

In Example 1, a plasma processing was performed by the
plasma processing apparatus 10 illustrated in FIG. 1. As for
a material to be etched, the configuration as illustrated in
FIG. 2A was employed, and the first metal layer 7, the
polysilicon layer 8 and the second metal layer 9 were
sequentially etched under the same processing conditions so
as to obtain the configuration as illustrated in FIG. 2B. The
etching process in Example 1 was performed under the
processing conditions as described below.

Example 1

Pressure of processing space S: 25 mTorr (3.33 Pa)

Power of first high frequency power source 62: 0 W

Power of second high frequency power source 64: 500 W
(13 MHz)

Flow rate of mixed gas

Cl, gas: 30 sccm

BCl; gas: 50 scem

C,F; gas: 5 sccm

Although power is applied only by the second high
frequency power source 64 for bias attraction, the frequency
is high, and thus plasma generation is possible.

In Comparative Example 1, only Cl, gas was supplied.
Other conditions were the same as those in Example 1.

Comparative Example 1

Pressure of processing space S: 25 mTorr (3.33 Pa)

Power of first high frequency power source 62: 0 W

Power of second high frequency power source 64: 500 W
(13 MHz)

Flow rate of mixed gas

Cl, gas: 80 sccm



US 9,428,838 B2

11

In Comparative Example 2, Cl, gas and C,F; gas were
supplied as a mixed gas. Other conditions were the same as
those in Example 1.

Comparative Example 2

Pressure of processing space S: 25 mTorr (3.33 Pa)

Power of first high frequency power source 62: 0 W

Power of second high frequency power source 64: 500 W
(13 MHz)

Flow rate of mixed gas

Cl, gas: 80 sccm

C,Fg gas: 10 sccm

The cross-section in each of Example 1 and Comparative
Examples 1 and 2 which was obtained under the above
described conditions was observed by a scanning electron
microscope (SEM), and the shapes of the tungsten layer 6,
the first metal layer (barrier metal layer) 7 and the polysili-
con layer 8 were evaluated. FIG. 4 is a view illustrating
indicators on shapes. As illustrated in FIG. 4, “Top CD”
indicates a width of the upper end portion of the tungsten
layer 6, which corresponds to a width in a transverse
(horizontal) direction of the end portion side of the tungsten
layer 6 in contact with the silicon oxide layer 5. “Mid CD”
indicates a width of a transverse direction of a middle
portion of the tungsten layer 6. Here, as an initial value,
“Mid CD” of the tungsten layer 6 before etching was
measured, and then “Mid CD” after etching was measured.
Then, by a difference “AMid CD” therebetween, the shape
of the tungsten layer 6 was evaluated. “Btm CD” indicates
a width in the transverse direction of the lower end portion
of the first metal layer 7. “MAX CD” indicates a maximum
width in the transverse direction of the polysilicon layer 8.
The difference between “MAX CD” and “Btm CD” was
employed as an evaluation value of bowing to evaluate the
shape of the polysilicon layer 8. The measurement results of
Example 1 and Comparative Examples 1 and 2 are illus-
trated in FIG. 5.

FIG. § illustrates a table of measurement results in
Example 1 and Comparative Examples 1 and 2. As illus-
trated in FIG. 5, in Comparative Example 1, “AMid CD” of
the tungsten layer 6 was good (3.7 nm), but the evaluation
value of bowing of the polysilicon layer 8 was large (18.8
nm). Meanwhile, in Comparative Example 2, the evaluation
value of bowing of the polysilicon layer 8 was 6.89 nm.
Thus, it was found that as compared to that in Comparative
Example 1, the abnormal shape of the polysilicon layer 8
was suppressed because C,Fy gas was supplied. However, in
Comparative Example 2, “AMid CD” of the tungsten layer
6 was 7.1 nm. Thus, it was found that as compared to that
in Comparative Example 1, the abnormal shape of the
tungsten layer 6 occurred due to supply of C,Fg gas. That is,
from Comparative Examples 1 and 2, it was determined that
the shape of the tungsten layer 6 and the shape of the
polysilicon layer 8 have a trade-off relationship.

In contrast, in Example 1, “AMid CD” of the tungsten
layer 6 was 2.8 nm, which was better than those of Com-
parative Examples 1 and 2. The evaluation value of bowing
of the polysilicon layer 8 was 4.0 nm, which was better than
those of Comparative Examples 1 and 2. Accordingly, it was
determined that due to the mixed gas of Cl, gas, BCl; gas
and C,Fg gas, both the shape of the tungsten layer 6 and the
shape of the polysilicon layer 8 was good while the trade-off
relationship was eliminated. That is, it was determined that
it is possible to suppress the shape abnormality and to
perform etching collectively under the same etching condi-
tions.
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(Confirmation of Gas Mixing Ratio Exhibiting Shape
Improvement Effect)

Hereinafter, a gas mixing ratio which exhibits a shape
improvement effect was confirmed by changing a mixing
ratio of gases. In Example 2 to 4, the total flow rate of Cl,
gas and BCl; gas was fixed as 80 sccm, and etching was
performed by varying the flow rate ratio of Cl, gas or BCl;
gas. Then, the shape was evaluated. In Examples 2 to 4, the
following processing conditions were used, and other con-
ditions were the same as those in Example 1. The flow rate
ratio of BCl; gas mentioned in the processing conditions
indicates BCl; gas flow rate/(BCl; gas flow rate+Cl, gas
flow rate)*100.

Example 2

Flow rate of mixed gas

Cl, gas: 50 sccm

BCl; gas: 30 scem

C,Fg gas: 10 sccm

BCl; gas flow rate ratio=37.5%

Example 3

Flow rate of mixed gas

Cl, gas: 30 sccm

BCl; gas: 50 scem

C,Fg gas: 10 sccm

BCl, gas flow rate ratio=62.5%

Example 4

Flow rate of mixed gas

Cl, gas: 30 sccm

BCl; gas: 50 scem

C,Fg gas: 20 sccm

BCl; gas flow rate ratio=62.5%

In Comparative Example 3, a mixed gas of Cl, gas and
C,Fg gas was supplied. Other conditions were the same as
those in Examples 2 to 4.

Comparative Example 3

Flow rate of mixed gas

Cl, gas: 80 sccm

BCl; gas: 0 sccm

C,Fg gas: 10 sccm

BCl; gas flow rate ratio=0%

FIG. 6 illustrates a table of measurement results in
Examples 2 to 4 and Comparative Example 3. Meanwhile,
initial “Mid CD” (before etching) was 29.1 nm. As illus-
trated in FIG. 6, in Comparative Example 3 (BCl; gas flow
rate ratio 0%), the evaluation value of bowing of the
polysilicon layer 8 was 6.9 nm, and “AMid CD” of the
tungsten layer 6 was 5.5 nm. Meanwhile, in Example 2
(BCl, gas flow rate ratio 37.5%), the evaluation value of
bowing of the polysilicon layer 8 was 7.9 nm, and “AMid
CD” of the tungsten layer 6 was 3.1 nm. That is, it was
determined that when the BCl; gas flow rate ratio was
37.5%, almost the same shape improvement effect as that
exhibited by supply of C,F, gas was obtained in the shape
of'the polysilicon layer 8, and the shape of the tungsten layer
6 was highly improved. In Example 3 (BCl, gas flow rate
ratio 62.5%), the evaluation value of bowing of the poly-
silicon layer 8 was 2.0 nm, and “AMid CD” of the tungsten
layer 6 was 3.5 nm. In Example 4 (BCl; gas flow rate ratio
62.5%), the evaluation value of bowing of the polysilicon
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layer 8 was 1.0 nm, and “AMid CD” of the tungsten layer 6
was 2.5 nm. As described above, it was determined that
when the BCl; gas flow rate ratio ranges from 37.5 to 62.5%,
the shape abnormality is suppressed up to almost the same
extent.

Subsequently, the processing time was shortened as com-
pared to those in Examples 2 to 4 and Comparative Example
3, and a gas mixing ratio which exhibits a shape improve-
ment effect was confirmed by changing a mixing ratio of
gases. In Examples 5 to 7, the total flow rate of Cl, gas and
BCl; gas was fixed as 80 sccm, and etching was performed
by varying the flow rate ratio of the Cl, gas or the BCl; gas.
Then, the shape was evaluated. In Examples 5 to 7, the
following processing conditions were used, and other con-
ditions were the same as those in Example 1.

Example 5

Flow rate of mixed gas

Cl, gas: 50 sccm

BCl; gas: 30 scem

C,Fg gas: 10 sccm

BCl; gas flow rate ratio=37.5%

Example 6

Flow rate of mixed gas

Cl, gas: 50 sccmB

Cl; gas: 30 sccm

C,Fg gas: 5 sccm

BCl; gas flow rate ratio=37.5%

Example 7

Flow rate of mixed gas

Cl, gas: 30 sccm

BCl; gas: 50 sccm

C,Fg gas: 5 scem

BCl; gas flow rate ratio=62.5%

In Comparative Example 4, a mixed gas of Cl, gas and
C,Fg gas was supplied. Other conditions were the same as
those in Examples 5 to 7.

Comparative Example 4

Flow rate of mixed gas

Cl, gas: 80 sccm

BCl; gas: 0 sccm

C,Fg gas: 10 sccm

BCl; gas flow rate ratio=0%

FIG. 7 illustrates a table of measurement results in
Examples 5 to 7 and Comparative Example 4. Meanwhile,
initial “Mid CD” (before etching) was 28.3 nm. As illus-
trated in FIG. 7, in Comparative Example 4 (BCl; gas flow
rate ratio 0%), the evaluation value of bowing of the
polysilicon layer 8 was 6.9 nm, and “AMid CD” of the
tungsten layer 6 was 7.1 nm. Meanwhile, in Example 5
(BCl; gas flow rate ratio 37.5%), the evaluation value of
bowing of the polysilicon layer 8 was 6.9 nm, and “AMid
CD” of the tungsten layer 6 was 4.3 nm. In Example 6 (BCl,
gas flow rate ratio 37.5%), the evaluation value of bowing of
the polysilicon layer 8 was 9.9 nm, and “AMid CD” of the
tungsten layer 6 was 4.2 nm. In Example 7 (BCl; gas flow
rate ratio 62.5%), the evaluation value of bowing of the
polysilicon layer 8 was 4.0 nm, and “AMid CD” of the
tungsten layer 6 was 2.8 nm. As described above, it was
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determined that when the BCl; gas flow rate ratio ranges
from 37.5 to 62.5%, the shape abnormality is suppressed up
to almost the same extent.

Then, a gas mixing ratio which exhibits a shape improve-
ment effect was confirmed by further changing a mixing
ratio of gases. In Examples 8 and 9, the total flow rate of Cl,
gas and BCl; gas was fixed as 80 sccm, and etching was
performed by varying the flow rate ratio of Cl, gas or BCl,
gas. Then, the shape was evaluated. In Examples 8 and 9, the
following processing conditions were used, and other con-
ditions were the same as those in Example 1.

Example 8

Flow rate of mixed gas

Cl, gas: 60 sccm

BCl, gas: 20 sccm

C,Fg gas: 20 sccm

BCl; gas flow rate ratio=25.0%

Example 9

Flow rate of mixed gas

Cl, gas: 20 sccm

BCl; gas: 60 scem

C,Fg gas: 20 sccm

BCl; gas flow rate ratio=75.0%

In Comparative Example 5, a mixed gas of Cl, gas and
C,F, gas was supplied. Other conditions were the same as
those in Examples 5 to 7.

Comparative Example 5

Flow rate of mixed gas

Cl, gas: 80 sccm

BCl; gas: 0 sccm

C,Fg gas: 20 sccm

BCl, gas flow rate ratio=0%

FIG. 8 illustrates a table of measurement results in
Examples 8 and 9 and Comparative Example 5. Meanwhile,
initial “Mid CD” (before etching) was 31.6 nm. As illus-
trated in FIG. 8, in Comparative Example 5 (BCl; gas flow
rate ratio 0%), the evaluation value of bowing of the
polysilicon layer 8 was 6.9 nm, and “AMid CD” of the
tungsten layer 6 was 5.0 nm. Meanwhile, in Example 8
(BCl; gas flow rate ratio 25.0%), the evaluation value of
bowing of the polysilicon layer 8 was 8.9 nm, and “AMid
CD” of'the tungsten layer 6 was 3.5 nm. In Example 9 (BCl,
gas flow rate ratio 75.0%), the evaluation value of bowing of
the polysilicon layer 8 was 3.0 nm, and “AMid CD” of the
tungsten layer 6 was 1.3 nm. That is, it was determined that
even when the BCl, gas flow rate ratio ranges from 25.0 to
75.0%, the shape abnormality is suppressed up to almost the
same extent. Meanwhile, the case where the BCl, gas flow
rate ratio is greater than 75.0% was not evaluated because an
etching rate is extremely reduced.

(Confirmation of Chloride-Containing Gas)

In Example 10, as for a chloride-containing gas, SiCl, gas
was employed. The following processing conditions were
used, and other conditions were the same as those in
Example 1.

Example 10

Flow rate of mixed gas
Cl, gas: 60 sccm
SiCl, gas: 20 sccm
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C,Fg gas: 20 sccm

SiCl, gas flow rate ratio=25.0%

The result of Example 10 is illustrated in FIG. 8. Mean-
while, initial “Mid CD” (before etching) was 31.6 nm. As
illustrated in FIG. 8, in Example 10 (SiCl, gas flow rate ratio
25.0%), the evaluation value of bowing of the polysilicon
layer 8 was 12.9 nm, and “AMid CD” of the tungsten layer
6 was 3.5 nm. That is, it was determined that even when
SiCl, gas was employed, it is possible to collectively per-
form etching under the same etching conditions while sup-
pressing shape abnormality as BCl; gas.

From the foregoing, it will be appreciated that various
embodiments of the present disclosure have been described
herein for purposes of illustration, and that various modifi-
cations may be made without departing from the scope and
spirit of the present disclosure. Accordingly, the various
embodiments disclosed herein are not intended to be limit-
ing, with the true scope and spirit being indicated by the
following claims.

What is claimed is:

1. A plasma processing method comprising:

providing a multilayer film material in a processing
container where the multilayer film material is formed
with a polysilicon layer, a first metal layer formed on
the polysilicon layer, and a hard mask layer containing
a tungsten layer formed on the first metal layer with a
predetermined pattern;

providing a mixed gas comprising: (a) a chloride-contain-
ing gas which includes a compound comprising: (1) a
compound containing chlorine and silicon, (2) a com-
pound containing chlorine and boron, or (3) a com-
pound containing chlorine and hydrogen; (b) a chlo-
rine-containing gas which contains chlorine; and (c) a
processing gas which contains carbon and fluorine; and
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controlling a flow rate of each of the chloride-contain-
ing gas which includes a compound, the chlorine-
containing gas which contains chlorine, and the pro-
cessing gas; and

generating plasma with the mixed gas and etching the

multilayer film material from a top surface of the first
metal layer to a bottom surface of the polysilicon layer
with a same etching condition using the patterned hard
mask layer as an etching mask.

2. The plasma processing method of claim 1, wherein the
first metal layer contains titanium, titanium nitride or tita-
nium silicide.

3. The plasma processing method of claim 1, wherein the
chloride-containing gas which includes a compound con-
tains at least one of BCl;, SiCl, and HCl.

4. The plasma processing method of claim 1, wherein the
processing gas contains at least one of CF, and C,Fj.

5. The plasma processing method of claim 1, wherein the
polysilicon layer is formed on a second metal layer.

6. The plasma processing method of claim 5, wherein the
second metal layer contains titanium, titanium nitride or
titanium silicide.

7. The plasma processing method of claim 1, wherein a
flow rate of the chloride-containing gas which includes a
compound is 75.0% or less with respect to a total flow rate
of the chloride-containing gas which includes a compound
and the chlorine-containing gas which contains chlorine.

8. The plasma processing method of claim 7, wherein a
flow rate of the chloride-containing gas which includes a
compound is 25.0% or more with respect to the total flow
rate of the chloride-containing gas which includes a com-
pound and the chlorine-containing gas which contains chlo-
rine.



